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(54) Verfahreri z\ir Herstellung hochtonerdehaltiger Hohlkxigeln 



(57) Die Er findung betrifft ein Verfahren zur Kerstel lung von 

entsprechen, ohne zusStz lichen apparativen. "ehr auf wand. Erf xnaungs 

hichtonerdehaltigen Materials, die nitridgebundenen Stxckstoff , ^ 
vorzuasweiSri^ Aluminiumnitrid und bzw. oder -oxynxcriden 

Tn^iner vSfahrensaemSB einstellbaren Menge enthait ond dem Verblasen 
dSr geSannSon Sc^eize, wodurch ilohlkugeln mit bostimmten physxkalx- 
schen \jnd chemischen Kennwerten entstehen. 
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Die. Erfindung betrifft ein Verfahren zur Hsrstellung von ' 
hochtonerdehaltigen Hohlkugeln mxt elnam Durch.;.esser bis 
2u 6 mm. Derartige Hohlkugeln «,erclen insbesondere in 'der 
Feuerfest-, chemischen und Schleif mittelindLiarrle benotigt. 

in der US - PS 2.136.096 wird die Herstellung hohlkugol- 
ahnlicher Gebllde fur die Feuerf estindustrie beschrieben, 
c».e ourch Verbiasen von Schmelzen hochschn,elzender Oxide 
uxe AI2O3 Oder Spinellen mittels L.uft oder Dampf erh§lt- 
xich scin Gollen, Die OT „ PS 628.936 schlagt die Erzeu- 

durflAr";"'r'''" "^^^'-^om fur die Schleifkorperinduetrie 
durch Verblaoen eincr Korundocf.melze mit Luft oder Dan,pf 
vor, Naoh den GB - PS 248.350, GB - PS 262.405 resp. den 
OT - PS 628.462 und DT - • PS 537.894 warden hohle Kugel- 
Chen aus AJ.2O3 in, Zusanrnenhang ,nit der Elel<troschmel;.reini- 
gung der Tonerde fur die /^uminiungewinnung hergestelit. 

Der wesentliche Nachteil dor gensnnten Verfahren besteht 
darin. daR die Festigkeit, ^Vandstarke und Kornver teiJ ung 
der hochtonerdehaltigen Hohlkugeln nur sufallig den gefor- 
derten am.endungetechnischen lYerten entsprochen und de^ge- 
«36.nicnt erforderliohen Urnfango verf ahrensmaSig beein- 
fHiBt- v/erdea koaneno 
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In efner Anzahl vveitorer Pa tentschrif ten (^^^B^ US - PS 
1*977.406 ; US - PS 3ol04«3.64 ; US - PS 3*465.361 ; DT - AS 
Io061o238 ; DT - PS l-.131c853 oder DT - OS 1*660*260) und 
Publikatiorien (z.B. . Martin, R: Industr* Coram. 1973^ Nr* 
659, S 81 ff* Oder Hashimoto Kazuhiko; Ceremics Oap. 6 
(1971) 11, Sc 893 ffo Oder Gilnan, W.S« : Amor- Ceram. Soc. 
Bull* 46 (1957) 6, S* 593 ff* cder Gaody, A. N. et al*: 
Ogneupory 41 (1976) 9, S. 47 ff^) ist vorgeschlagen v/orden, 
durch apparative Manipulationen , insbesondere der DQsenfor- 
men, verbosserte Hohlkugeln zu erzeugena Auch diese Methoden 
haben bislang zu keiner bef riedigenden verf ahrensmaBigen 
Eigenschaf tobeeinf luoGung der Hohlkugeln gefuhrt und beno- 
tigen daruber hinaus einen be trach tlichen apparativen Mehr- 
aufwand. 

Ziel der Erfindung ist das gezielte Herstellen hochtonerde« 
haltiger Hohlkugeln mit bestimmteh Eigenschaf ten, v%'ie incbe- 
©ondere Festigkeit, Wands tarke, Durchmesser und Kornyertei-. 
lung, die den jev^eiligen anwendungs tschnischen Werten ent- 
sprechen, ohne neuartigsn oder zusatzlichen apparativen 
Mehraufvvand. » - 

^^r.hnic^nhfi Auf oBbe , die durch die Erfindung gelQst wird 

Der Erfindung liegt die Aufgabe zu grunde, ein Verfahren zu 
^ntwickeln^ mit dem es moglich ist, hochtonerdehalt ige Hohl- 
kugeln aus einer Elek t roechmelze durch Verblasen so herzu- 
stelleh, daB das Erf indungsziel erreicht wird* 

Merkmale der Erf induno^ 

Die Herstellung hochtpnerdehaltiger Hohlkugeln mit einem 
Durchmesser bis zu 6 mm und mit gezislt variierbarsn Eigen- 
schaf ten gelingt, wenni in der zu verblasenden Elek t roschmels 
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1%=:: °" '^^"-"^-""'■"."n.' !>z.v. Oder .„xv„Lr.de„ vor. 

ten Formon zur Herstell.mn ,„ u u,, aer gsnann- 

. , "orsiellung von Hohlkuoeln Ist • 

sen xn .Hr d.re.. ei„,eet:u t de r.^r'^^""^"^""" 
unter reduzierendon Bedlnaunoen In Z^t ^ ^^^^^^ 

600 kPa z.,isch.n 1950 . 2500- ""^ "^^ 

2200 k bie 2350 k. ' 9""="9«™else zwtschen 

Die reduzlerenden Bedingunoen ,vahr=nd da. , 

»erden verfahrensoomsc 1 " " ' " """^ Schmolzprozeasss 

-u™ Ge^enge vo^un. ^"^'"^ "edukttoneriitteXn 

Sorten v^nvender^erden. «"^<=''- 

ch zu keinen verbeseerten technlaohan Ergebnlssen. 
Obtvohl dar chemiacha MBchanl8..ua der Nltrldh,n • 
«-aX.e„ .on HooH.ona.deHaU.gan .a.e^tLrbtL:: n""'"- 
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nicht ausreichencl aufgeklart ist/ v^obei nur ubereinstimmand 
feststeht, daS atomarer Stickstoff an den Umsetzungen nicht 
merklich beteiligt ist, gestatten dio aufgefuhrten verfah- 
renegemaBen Bedingungen 

- cheiTiischs Zusoflimensstzung der Elektroschmelzo und ihre 

Temperatur, 

- die Gegenwart von Reduktionsmit teln , 

- die Anvvesenheit von stickstoff haltigen Gasen und deren 
Drucic sowie , 

- das Auf schmelzverf ehren 

eine technisch ausreichend ge^iaue und gezielt variierbare 
Einstellung des Gehaltes an nitridgebundenen Stickstoff. 
Dadurch wird es m6glich,..hochtonordehaltige Hohlkugeln mit 
gezielt einstellbaren Eigenschaf ten vixe FestigUoit, VVand- 
starke und bzw« oder Kornverteilung durch Verblasen der ver- 
f ahrensgemaBen Schmelze mittels Luft oder Wasserdampf herzu- 
stellen. Beim VerblaseprozeB zerfallt das in der Schmelze 
vorliegende Nitrid toilweise oder vollstSndig, wobei der 
freiwerdonde Ng die vorliegenden Schmelztropf en bekannter- 
ma&en auf blSht. 

Die verf ahrensgemaS hergestellten hochtonerdehaltigen Hohl- 
kugeln bestehen aus 

50 bis 100 Masse % AlgOg 
O bis 50 Hasse % ZrO^ und/oder Cr^O^ und/oder MgO 
O bis 10 Masse % SiOg sowie 

O bis 3 Masse % Verunreinigungen , insbesondere TiOg, 

FegOg, CaO, Nitrid. 

Das erfindungagemaBe Verfahren zur Herstellung von hochton- 
erdehaltigen Hohlkugeln kann in an sich bekannten Anlagen 
diirchgefCihrt werden. Neuartige oder zusatzlichs apparative 
Mohraufwendungen sind daher nicht erf orderlich. 



Ausf Ohrunqabeispiele 

Die Erfindung wird. durch folgende Ausfuhrungsbeispiele naher 
erlSutort, wobei die Erfindung nicht auf d.iese Baispiele be- 
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Beispiol .1 

4000 g calcinierie Toncrde nach TGL 7750 und 400 g Aluminium- 
nitrid (hergestellt nach O. Serpek, 2- anorg. Chom. 27 (1914) 
1, S. 41) werdan InniQ geraischt und anschlieBend in einom 
Graphittiegel in einem Lichtbogonof en mit getauchten Elektro- 
den bei 2250 f< gaochmolzen. Die erhaltene Schmelze wurde rnit 
PreBluft (300 kPa) zu Hohlkugeln verblasen. Deren Eigen- 
schaften sind der Tabelle zu entnehmen. 

Bei spiel 2 

Eine innige Mischung von 50 kg calcinierter Tonerde gemaB 
•TGL 7750 und 0,5 kg Petrolkoks der Kornfraktion bis 2 mm 
wurde in einem geschlossenen Lichtbogenof en bei 2250 k inner- 
halb von 30 rain auf gesohmolzen. IVahrend dieser 2eit wurden 
zusStzlich 1,5 m technischer Stickstof f eingoleitet. Ein 
Tell der erhaltenen Schmelze wurde abgeschreckt und in ihra 
rontgonographioch 3 Masse % AIN nachgewiesen. Der groSere 
Teil der Schmelze wurde mit PreBluft von 300 kPa zu Hohl- 
kugeln verblasen. In Tabslle 1 sind die relevanten tech- 
nischen Kennvverte dieser Hohlkugeln angegeben. 

* 

Beispiel 3 

Ein Gemenge aus 50 kg calcinierter Tonerde nach TGL 7750 
und 1,5 kg Petrolkoks der Kornfraktion bis 2 mm vwrde lA/ie 
in Beispiel 2 auf geschmolzen und weiterverarboitet; Das ab- 
geschreckte Material enthielt 10 Masse % AlN, die Hohlkugeln ' 
wiesen die in Tabelle 1 mitgeteilten Eigenschaf tswerte auf. 
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(54) Process for the Production of High Alumina Hollow Spheres^ 

(57) The invention concerns a process for the production of high alumina hollow 
spheres with a diameter of up to 6 mm, for the refractory, chemical or abrasives industry. 
The goal of the invention is the tailored production of high alumina hollow spheres 
having certain properties which are in accordance with the respective application- 
technological values, without additional equipment expenses. Object of the invention is 
the development of a process which makes possible for high alumina hollow spheres to 
be produced from an electrofusion, through blowing"*, such that the goal of the invention 
is achieved. The process steps consist in the production of a melt of a high alumina 
material, which comprises nitride-bonded nitrogen, preferably in the form of aluminum 
nitride and/or oxy nitrides, in a process-technologically adjustable amount and the 
blowing of the mentioned melt through which hollow spheres are obtained with certain 
physical and chemical characteristic values. 



* Academy of Sciences of the GDR 

^ Central Institute for Inorganic Chemistry 

^ or Hollow Spheres With High Alumina Content 

* in metallurgy, verblasen could also be translated as converting or convertering. 

Translator: Andrea-Ingrid Schneider, 715-549-5734 (German # /2001) aischneider.@worldnet.att.net 



PAGE BLANK 



flSPTO) 



Area of Application for the Invention 



The invention concerns a process for the production of high alumina hollow spheres wifh 
a diameter of up to 6 mm. Such hollow spheres are needed in particular in the refractory, 
chemical and abrasives industry. 

Characteristic of Known Technical Solution 

Described in US-PS 2,136,096 is the production of hollow-sphere-like structures for the 
refractory industry, which are supposedly capable of being obtained through the blowing 
of melts of high-melting oxides like AI2O3 or spinels by means of air or [water] vapor. 
DT-PS 628,936 proposes the production of thin-walled hollow spheres by blowing a 
corundum melt with air or [water] vapor. According to GB-PS 248,360, GB-PS 262,405, 
and DT-PS 528,462 and DT-PS 537,894, respectively, small hollow spheres are produced 
from AI2O3 in conjunction with the electrofusion purification of the alumina for the 
extraction of aluminum. 

The basic disadvantage of the processes mentioned , consists in that the strength, wall 
thickness and particle-size distribution of the high alumina hollow spheres only 
accidentally agree with the required application-technical values and accordingly cannot 
be suitably influenced process-technologically. 

In a number of further patent documents (e.g., US-PS 1,977,406; US-PS 3,104,164; 
US-PS 3,465,361; DT-AS 1,061,298; DT-PS 1,131,853 or DT-OS 1,660,260) and 
publications (e.g., Martin, R: Industr. Ceram. 1973 . No. 659, p. 81 ff. or Hashimoto 
Kazuhiko; Ceramics Jap. 6 (1971) 11, p. 893 ff. or Gilman, W.S.: Amer. Ceram. Soc. 
Bull. 46 (1967) 6, p. 593 ff. or Ggaody, A.N. et al.: Ogneupory 41 (1976) 9, p. 47 ff.) it 
has been proposed to produce improved hollow spheres via instrumental manipulation, in 
particular blast^ molding. These methods, too, have until now lead to no satisfactory 
process-technological influencing of the properties of the hollow spheres and moreover 
require a considerable additional equipment expense. 



^ or jet molding 

Translator: Andrea-Ingrid Schneider, 715-549-5734 (German # 



/200 1 ) aischneider® worldnet.ati.net 
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Goal of the Invention 



The goal of the invention is the tailored production of high alumina hollow spheres with 
certain properties such as, in particular, strength, wall thickness, diameter and particle- 
size distribution, which agree with the respective process-technological values without 
novel or additional equipment expenses. 

The Means for Attaining the Technical Object of the Invention 

It is the object of this invention to develop a process by means of which it is possible to 
produce high alumina hollow spheres from an electrofusion through blowing such that 
the goal of the invention is reached. 

Characteristics of the Invention 

The production of high alumina hollow spheres with a diameter of up to 6 mm and 
properties variable in a targeted way succeeds if nitride-bonded nitrogen, preferably in the 
form of aluminum nitride and/or oxynitrides, are present in process-technologically 
adjustable amounts within the electrofusion of the high alumina material to be blown. 

It has emerged that 1 to 18 wt.% of the nitride-bonded nitrogen should advantageously be 
comprised in the electrofusion. The utilization of melts with higher contents of nitride- 
bonded nitrogen of the structure mentioned for the production of hollow spheres is in 
principle possible and producible according to the process, but the yield and the quality of 
the high alumina hollow spheres drops with increasing nitride contents. With nitride 
contents of above 30 wt.% in the melt, only compact porous particles form during the 
blowing. 

The fraction in the electrofusion of the nitrides mentioned can be added to the mixture in 
the form of aluminum nitride, as well as adjusted in it directly through chemical 
conversion, which is more advantageous for the process. The latter succeeds easily under 
reductive conditions in the presence of gases comprising nitrogen, at normal or above 
normal pressure of 100 kPa to 600 kPa between 1950°K to ZSOO^'K, more favorably 
between 2200°K to 2350°K. 

Translator: Andrea-Ingrid Schneider. 715-549-5734 (German # /2001) aischneider@worldnet.att.net 
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According to the process, the reductive conditions during the melting process are created 
through the addition to the mixture of reduction agents, preferably of up to 20 wt.% 
carbon as coke. The types of coke common in technology may be used. 

Higher pressures of the gas comprising nitrogen may be used, but lead to no 
technologically improved results. 

Even though the mechanism of the nitride formation in electrofusions of high alumina 
materials has until now not yet completely been clarified, whereby the only concurrently 
certain thing is that atomic nitrogen is not notably involved in the reactions, the process 
conditions listed 

- chemical composition of the electrofusion and its temperature, 

- the presence of reducing agents, 

- the presence of gases comprising nitrogen and their pressure, as well as 

- the melting process 

allow for a technically sufficiently accurate and targeted variable adjustment of the 
content of nitride-bonded nitrogen. Through that it becomes possible to produce high 
alumina hollow spheres with properties like strength, wall thickness and/or particle-size 
distribution adjustable in a targeted way by blowing the melt according to the process by 
means of air or water vapor. The nitride present in the melt partially or completely breaks 
down during the blowing process, whereby the released expands, as is well known, the 
melt droplets present. 

The high alumina hollow spheres produced according to the process consist of 

50 to 100 weight % A\fi, 
0 to 50 weight % ZrO^ and/or Crfi^ and/or MgO 
0 to 10 weight % SiO^ as well as 

0 to 3 weight % impurities, in particular TiOj, FCjOj, CaO, RJO or nitride. 

The process according to the invention for the production of high alumina hollow spheres 
can be performed in essentially known facilities. Novel or additional equipment expenses 
are thus not necessary. 



Translator: Andrea-Ingrid Schneider, 7 1 5-549-5734 (German # /200 1 ) aischneider @ worldnet.att.net 
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Examples of Embodiment 



The invention is explained more closely by means of the following examples of 
embodiment, whereby the invention is not restricted to these examples. 

Example 1 

4000 g of calcined alumina according to TGL^ 7750 and 400 g of aluminum nitride 
(produced according to D, Serpek, Z. anorg. Chem. 27 (1914) 1, p. 41) are mixed 
intimately and then melted at 2250°K in a graphite crucible in an electric-arc furnace with 
inmiersed electrodes. The melt obtained was blown into hollow spheres by means of 
compressed air (300 kPa). Their properties may be gathered from the Table. 

Example 2 

An intimate mixture of 50 kg of calcined alumina according to TGL 7750 and 0.5 kg 
petroleum coke with a particle size fraction of up to 2 mm was melted within 30 min at 
2250*'K in a closed electric-arc furnace. 1 .5 m^ of technical grade nitrogen is additionally 
introduced during this time. A portion of the obtained melt was quenched and 3 wt.% of 
AIN were found in it through radioscopy. The greater part of the melt was blown with 
compressed air of 300 kPa into hollow spheres. The relevant technical characteristic 
values of these hollow spheres are indicated in Table 1 . 

Example 3 

A mixture of 50 kg of calcined alumina according to TGL 7750 and 1.5 kg coke with a 
particle size fraction of up to 2 mm was melted and processed as in Example 2. The 
quenched material comprised 10 wt.% AIN; the hollow spheres had the characteristic 
values reported in Table 1 . . 



* former GDR standard 

Translator: Andrea-Ingrid Schneider, 715-549-5734 (German # 
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Claim of the Invention 

Process for the production of high alumina hollow, spheres with a diameter of up to 6 mm 
from an electrofusion through blowing, characterized in that hollow spheres with a 
chemical composition of 

50 to 100 weight % Alfi^ 

0 to 50 weight % ZrO^ and/or CrPj and/or MgO 

0 to 10 weight % SiOj as well as 

0 to 3 weight % impurities, in particular TiOj, Fe203, CaO, Rfi or nitride, 
are produced through blowing by means of air or water vapor from a melt opened-up in 
the electric-arc furnace from a high alumina material which comprises 1 to 20 wt.% 
nitride-bonded nitrogen, preferably in the form of aluminum nitride and/or oxynitrides, 
which is either added to the mixture of the high alumina material in the form of technical 
grade aluminum nitride or in particular produced between 1950°K to 2500'^K, preferably 
between 2200*'K to 2350°, in the electrofusion in the presence of 1 to 20 wt.% carbon, 
silicon, silicon carbide, aluminum or aluminum carbide as reduction agents, preferably 
carbon which is advantageously mixed in as coke into the high alumina material, and [the 
presence] of gases comprising nitrogen at normal or above normal pressure of 100 kPa to 
600 kPa. 



Translator: Andrea-Ingrid Schneider, 715-549-5734 (German # /2001) aischneider@worldnet.att.net 



THIS PAGE BUNK (usPTo 



